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0 Molded article for optical use and optical information-storage medium. 

© The present invention relates to a molded -article for optical use prepared from a polycarbonate resin and an 
optical information-storage medium comprising an optical disk substrate which is one of the molded articles. The 
molded article for optical use comprises a polycarbonate resin which contains a terminal hydroxyl group content 
, per repeating unit, of not greater than 0.3 mol percent and a remaining sodium content of not greater than 1 
ppm. The generation of white points in the molded article can be effectively minimized. 
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MOLDED ARTICLE FOR OPTICAL USE AND OPTICAL INFORMATION-STORAGE MEDIUM 



The present invention relates to a molded article for optical use prepared from a polycarbonate resin 
and an optical information-storage medium comprising an optical disk substrate which is one of the molded 
articles. 

Polycarbonate resin having a good moldability, good physical strength, ray permeability and excellent 
5 humidity resistance, have been used as an molded article for optical use utilized as optical material such as 
a lens, prism and optical fiber, as well as a substrate for an optical information-storage medium capable of 
reproduction, supplementary writing and rewriting of information by means of a laser ray, such as an audio-, 
disk, laser disk, optical disk memory, magneto-optical disk and optical card. 

However, the polycarbonate resins having such excellent properties have disadvantage in that white 
w points will be generated in the resins under the circumstances of high temperature and high humidity. 

On the other hand, among the above molded articles for optical use, an optical information-storage 
medium such as an optical disk substrate and an optical card needs to meet a requirement such that the 
medium should keep a good reliability for a long time, e.g., ten years or longer. However, as mentioned 
above, high temperature and high humidity will generate white points in the polycarbonate resin, resulting in 
15 increase in a bit error ratio (BER). The increase in the BER is one of the big causes to shorten the life of 
the optical information-storage medium. 

For these reasons, several purification methods of a polycarbonate resin have been heretofore 
investigated. The following polycarbonate resins for a disk substrate and a process for producing such 
resins have been proposed. For example, 
20 (1) Unexamined Patent Publication KOKAI Hei 1-146,926 proposes a polycarbonate molding material 
having not greater than 0.2 weight percent of a low molecular weight component having 1 to 3 repeating 
units of a molecular chain (n); and not greater than 10 ppm of unreacted bisphenol A; 

(2) Unexamined Patent Publication KOKAI sho 64-56,729 proposes a method of extracting a granulated 
polycarbonate resin containing 4 to 8 weight percent of a low molecular weight component, 70 to 150 

25 ppm of unreacted bisphenol and 50 to 150 ppm of methylene chloride with ketones at 40* C; and 

(3) Unexamined Patent Publication KOKAI sho 63-316,313 discloses a polycarbonate resin containing not 
greater than 3 weight of a low molecular weight component, not greater than 20 ppm of unreacted 
bisphenol and not greater than 20 ppm of methylene chloride 

However, in order to obtain a molding material disclosed in KOKAI Hei 1-146,926, it is necessary to 

30 precipitate a polycarbonate resin dissolved' in a methylene chloride solution by means of a poor solvent 
such as n-hexane. In this case, there is a problem that a polycarbonate resin having a molecular weight of 
about 15,000 becomes fine powders which are difficult to handle and difficult to mold. In the case of a 
process for preparing a polycarbonate resin disclose in KOKAI sho 64-56,729 and a polycarbonate resin 
disclosed in KOKAI sho 63-316,313, improvement of purity is not sufficient. 

35 So far. the cause of the generation of the white points in a polycarbonate resin under the circumstances 
of high temperature and high humidity has not been clarified. 

The present invention was made in view of the above situations, and has its objects of minimizing the 
generation of whit points and thus providing a molded article for optical use and an optical information- 
storage medium having a good reliability. 

40 The present inventors have made intensive studies to achieve the above objects, and as a result, the 
found that the generation of white points in a molded article prepared from a polycarbonate resin is caused 
by an interaction of a terminal hydroxyl group and a small amount of remaining sodium, contained in a 
polycarbonate resin. It was also found that the generation of white points can be minimized by reducing the 
amount of the terminal hydroxyl group and the amount of remaining sodium in the polycarbonate resin to a 

45 certain predetermined amount, respectively, the present invention was made based on this finding. 

Therefore, according to the present invention, there is now provided a molded article for optical use 
comprising a polycarbonat resin, characterized in that the polycarbonate resin contains a terminal hydroxyl 
group content, per polymerization repeating unit, of not greater than 0.3 mol percent and a remaining 
sodium content of not greater than 1 ppm. 

so More preferably, the polycarbonate resin contains not greater than 0.3 mol percent of terminal hydroxyl 
group per repeating unit and not greater than 1 ppm of remaining sodium, an 0.002 to 0.5 weight percent of 
fatty acid monoglyceride having 14 to 30 carbon atoms. 

The optical information-storage medium according to the present invention is prepared by forming an 
optical information-storage layer on the surface of the optical disk substrate made of the above-mentioned 
polycarbonate resin. 
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Fig. 1 shows a structure of one embodiment of an optical information-storage medium according to the 
present invention; 

Fig. 2 shows a structure of an optical information-storage medium as used in Examples and Comparative 
Examples; and 

s Fig. 3 is a graph which shows a change in a bit error ratio in the experiments conducted using the optical 
information-storage media as shown in Fig. 2. 

The molded articles according to the present invention can be formed from a polycarbonate resin which 
contains a terminal hydroxyl group content per polymerization repeating unit, of not greater than 0.3 mol 
percent, preferably not greater than 0.2 mol percent, and a remaining sodium content of not greater than 1 
w ppm, preferably not greater than 0.5 ppm. 

The polycarbonate resins which can be used in the present invention, are not limited, but include, for 
example, a polycarbonate resin resulting from a reaction of a dihydrlc phenol and carbonic acid ester such 
as phosgene or diphenyl carbonate. 

The dihydric phenols, which can be used in the present invention, include, for example, hydroqulnone, 
75 4,4'-dioxy phenyl, bis(hydroxyphenyl)alkane, bis(hydroxyphenyl)cycloalkane, bis(hysroxyphenyl)keton, bis- 
(hydroxyphenyl)sulfide, bis(hydroxyphenyl)ether, bis(hydroxyphenyl)sulfone, and the lower alkyl- or halogen- 
substituted derivatives thereof. Preferred are 2,2-bis(4-hydroxyphenyl)propane (hereinafter referred to as 
Bisphenol A), 1,1-bis(4-hydroxyphenyl)ethane, 2,2-bi$(4-hydroxyphenyl)-hexafluoropropane and the like. The 
above dihydric phenols may be used alone, or in a combination thereof. 
20 The polycarbonate resins according to the present invention may have a branched chain in part. A 
grafted-copolymer with the other polymerizable monomer such as styrene, and a known resin blend mainly 
comprising a polycarbonate resin can be used. 

In addition, according to the present invention, it is more preferable to add 0.002 to 0.5 weight percent, 
preferably 0.005 to 0.1 weight percent of fatty acid monogiyceride having 14 to 30, preferably 16 to 24 
25 carbon atoms to the polycarbonate resin since the generation of white points is reduced for unknown 
reasons. As the fatty acid monogiyceride, a saturated monofatty acid monogylceride is preferred. Examples 
of such monogiyceride are steric acid monogiyceride and behenic acid monogiyceride and a mixture 
thereof. 

In the practice of the present invention, a polycarbonate resin having a viscosity-average molecular 
30 weight of 10,000 to 40,000 can preferably be used. Particularly, in the case of preparing an optical disk 
substrate, preferred is a polycarbonate resin having a viscosity-average molecular weight of 12,000 to 
20,000. If the viscosity-average molecular weight is less than 10,000 in the case of general molded articles 
for optical use, or less than 12,000 in the case of optical disk substrates, the physical strength of the 
products may become too low to withstand practical use. If the viscosity-average molecular weight is higher 
35 than 20,000. in the case of optical disk substrates, or higher than 40,000 in the case of general molded 
articles, the products having good moldability and optical properties cannot be obtained. Thus, the 
polycarbonate resins within in the above range are preferably used. The viscosity-average molecular weight 
can be controlled by adding an end-capping agent such as p-ter-buty I phenol and p-cumyl-phenol, during 
the production of the polycarbonate resin. 
40 Viscosity-average molecular weight Mv can be calculated by determining a specific viscosity i) sp of a 
solution of polycarbonate in methylene chloride at 20° C, and using the following equations: 
WC= W(1 + 0.28 7fc p ) 

wherein C means a concentration of polycarbonate resin (g/l), and 
tj= 1.23 X 10- 5 M V 0.83 

46 Further, the polycarbonate resins as used In the present invention preferably have a foreign -substances 

index of not more than 30,000 um 2 /g, more preferably not more than 15,000 um 2 /g. The bit error ratio can 

be reduced by using such polycarbonate resins. 

As used herein, the term "foreign-substances index" means a sum of a product of (i) a square of a 

particle diameter and (ii) the number, of each foreign substance (having a particle diameter of 0.5 urn or 
so more) per unit weight. The foreign-substances are detected in a solution prepared by dissolving in an 

excess amount of an organic solvent (particularly, methylene chloride) a material (e.g., a raw material or a 

substrate) to be evaluated. The index is calculated from the equation: 

l= Efll^di+dKOFXtnrn^+W 

wherein I denotes the foreign-substances index; 
55 dj denotes an i-th numerical value (urn) for dividing a range of the particle diameter; 

n t denotes the number of foreign substances having a particle diameter of less than di + 1 and not less than 

di. and detected in the solvent; 

nj denotes the number of foreign substances involved in the solvent before use; and 
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W denotes the weight (g) of a material. 

As used herein, the term "foreign substances" means essentially contaminants such as impurities, dust 
or carbonized material of raw resin, which have been included in the optical disk substrate at various 
stages. Nevertheless, the bit error ration of the optical disk substrate can be accurately evaluated by using 
5 the foreign-substances index calculated from the "foreign substances" which are an insoluble residue in 
methylene chloride. 

In the practice of the present invention, any methods can be used to make the polycarbonate resin to 
have a terminal hydroxyl group content of not more than 0.3 mol percent and a remaining sodium content 
of not more than 1 ppm. It is preferable to combine effective methods such as optimization of polyconden- 
10 sation conditions for producing a polycarbonate resin; washing of a methylene chloride solution after 
polycondensation with alkali, acid and highly purified water; and washing of powder polymers with a poor 
solvent such as acetone. 

Preferable methods include, for example, a process which comprises sufficiently washing a polyconden- 
sate solution, preparing powders of the polycondensate from the polycarbonate solution in warm water 
;5 using a method, for example, described in KOKAI Hei 1-74,231, and then washing the obtained powders 
with a mixed solution comprising methylene chloride and acetone. According to this technique, powders of 
polycondensates having a particle size of about 1 mm can be obtained even if the polycondensates have 
low molecular weight Thus, the obtained products are easy to handle and easy to melt-mold. 

The molded articles for optical use such as an optical disk substrate according to the present invention 
20 can be prepared by injection-molding. The content of impurities such as a low molecular weight component, 
unreacted component and metal component, foreign substances and a solvent in a starting polycarbonate 
resin for injection-molding, may be lowered as much as possible. The content can be lowered by, for 
example, as mentioned above, washing a polycarbonate solution with an acid, alkali and water several 
times, by changing acid or alkali concentration, by subjecting the solution to a filter treatment, or by 
25 washing a starting material in the form of powders with a poor solvent such as acetone under heating 
conditions. In addition to the above, the terminal hydroxyl group content is controlled to be low by, for 
example, changing polycondensation conditions. Further, it is possible to add additives such as antioxidants 
such as phosphorus antioxidants. 

During the injection molding, the temperature of the resin may be controlled at 300 to 400° C, and the 
30 temperature of the mold may be controlled usually at 50 to 140* C, more preferably at 80 to 130° C. 
Further, the material of the mold is appropriately chosen so that incorporation of the metal component from 
the mold into the resins is minimized during the injection molding. 

In addition, it is possible that only a surface temperature of the mold is made higher than a glass 
transition temperature of the resin, using a high frequency or the like, and after injecting the resin, the resin 
35 may be cooled to a temperature at which the disk substrate can be taken out. This process results in a 
substrate having improved optical properties. 

One of embodiments of an optical information-storage medium comprising an optical disk substrate 
according to the present invention, will be further described with reference to Figure 1. 

In Fig. 1 ,1 denotes an optical disk substrate formed of a polycarbonate resin; and 2 denotes a recording 
40 layer. The recording layer 2 is formed by means of, for example, deposition or sputtering, and made of 
materials comprising a transition metal such as Fe and Co and a rare earth metal such as Tb, Gd.Nd and 
Dy. 3 denotes a protective layer for protection the recording layer 2 which is formed of silicon based 
ceramics and 4 denotes an adhesive layer. 

The optical information-storage medium wherein the recording layer Is formed on the optical disk 
45 substrate, prepared as above, can be primarily used as supplementary write once type or rewritable type. 

As mentioned above, the molded articles for optical use according to the present invention can be used 
as several optical goods such as an optical disk, optical card, optical fiber and optical lens since the 
generation of white points is sufficiently minimized. 

Further, the optical information-storage medium according to the present invention has improved 
so reliability for a long-term use since the medium exhibits small bit error ratio at high temperature and high 
humidity. 

The present invention will be further described with reference to non-limitative Examples. 



55 EXAMPLES 

In Examples 1 to 4 and Comparative Examples 1 to 3, optical disk substrates as described in Table 1 
were prepared by injection molding. In these Examples or Comparative Examples, the terminal hydroxyl 
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group content and the sodium content were controlled by changing the following conditions (a) to (d) 
properly. 

(a) Polycondensation Conditions 

(b) Conditions of Washing with Acid, Alkali and Water 
5 (c) Granulation Conditions 

(d) Conditions for Extractions of powder Products 

In the case of changing Condition (d), a granulated polycarbonate resin in a mixed solution of 
methylene chloride (good solvent for polycarbonate) and acetone (poor solvent), was extracted as follows. 
The granulated polycarbonat resin and the solution were mixed in a polycarbonate: solution ratio (volume) of 
w 1:3. 





Methylene 
Chloride:Acetone 


temp 

(•c) 


Time 
(hours) 


Number of 
Extraction 


Example 1 


2:8 


50 




2 


Example 2 


2:8 


50 




2 


Example 3 


1:9 


50 




1 


Example 4 


1:9 


50 




1 


Comp. Ex. 1 


0:10 


50 




1 


Comp. Ex. 2 










Comp. Ex. 3 










Note: The optical disk substrates used in Comparative Examples 2 
and 3 were commercially available products. 



25 

In addition, the viscosity-average molecular weight, the terminal hydroxyl group content and the sodium 
content were measured in accordance with the following methods. The injection molding was conducted 
under the following conditions. 

30 

VISCOSITY-AVERAGE MOLECULAR WEIGHT 

Measurement Method: Schnell Viscosity Equation 
35 [n] = 1.23 x 10" 5 Mv0.83 
wherein n is intrinsic viscosity. 

TERGAL HYPfrom QRQVP CONTENT 

40 Measurement Method: 1 H-NMR 

Number of Terminal Hydroxyl 
Groups 

Terminal Hydroxyl = 
45 Group Content (mol%) Number of Repeating Units 

of Polymer Chain (n) 

X 100% 

As used herein, n means the number of the repeating unit 



CH 3 



56 




CH 3 o 
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REMAINING SODIUM CONTENT 

Measurement Method: Atomic Abosorption Spectrometry. 



INJECTION MOLDING 

A polycarbonate resin as starting material was Injection-molded at a molding temperature of 340° C and 
at a mold temperature of 120*C to obtain an optical disk substrate having a substrate size of 130 mm $ 
w and a thickness of 1.2 mm. 

And then, the accelerating deterioration test and bit error ratio test as described below were conducted 
using the optical disk substrates obtained in the Examples and the Comparative Examples. 



75 ACCELERATING DETERIORATION TEST 

(1) High Temperature/ High Humidity Condition: 

70*C-90%RH 

80*C-90%RH 

20 (2) Ten optical disk substrates of each sample were taken out periodically and white points having a size 
of not smaller than 50 micron m appearing in the samples were counted by visual observation. The 
average numbers of the white points counted are shown in Table 1 . 

As a result of these tests, it was found' that in the polycarbonate resin substrates of the present 
invention, 'the generation of the white points was drastically minimized as compared to conventional 
25 substrates. It was also found that if the terminal hydroxyl group content and the sodium content exceed the 
range determined in the present invention, the generation of the white points drastically increased in the 
molded articles for optical use. 



30 BIT ERROR RATIO TEST 

Optical information-storage medium were prepared by using the optical disk substrate obtained in 
Examples 1 to 4 and Comparative Examples 1 to 3. 

(1) The optical information.storage medium had a one-side recording structure as shown in Fig. 2. 
35 Recording Layer; Tb-Fe- Co Type (800A) 

Protective Layer; Silicon Based Ceramics (800A) 

Over Coating Layer; Ultra Violet Ray Curable Resin (10 micron m) 

(2) Changes in the bit error ratio were checked when each optical information-storage medium was kept 
at 80* C and at 90%RH atmosphere. The results are as shown in Fig. 3. 

40 As a result of this test, it was found that in the case of the optical information-storage medium 
according to the present invention, the change in the bit error ratio is small. 
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Table 1 













Number of White Points 
Generated (per substrate) 


Example 

comp. 

Example 


viscosity nverage 
molecular weight 
Mv 


nyuroxyi 
Group 
(mol%) 


oouium 
(ppm) 


r any Muiu 

Monoglycerlde 
(ppm) 


70* C 


90% 
RH 


80* C 


90% 
RH 


1000H 


2000H 


1000H 


2000H 


Example 1 


14,800 


0.10 


<0.1 




0 


0 


0 


0 


Example 2 


14,700 


0.21 


<0.1 




0 


0 


0 


0 


Example 3 


14,900 


0.28 


<0.1 


100 


0 


0.3 


0 


0.5 


Example 4 


14,800 


0.28 


<0.1 


250 


0 


0 ! 


0 


0 


Comp. EX. 1 


14,900 


0.31 


0.4 




1.6 


3.0 


2.9 


9.3 


Comp. EX. 2 


14,600 


0.36 


0.8 




3.4 


9.1 


4.9 


11.8 


Comp. EX, 3 


14,800 


0.41 


1.1 




8.1 


12.2 


2.9 


33.0 



" The fatty acid monoglyceride is behenic acid monoglyceride 

* The amount of blsphenol A is less than the boundary of measurement, (all samples) 



25 Claims 

1. A molded article for optica! use comprising a polycarbonate resin, characterized in that the polycarbonate 
resin contains a terminal hydroxyl group content, per polymerization repeating unit, of not greater than 0.3 
mol percent and remaining sodium content of not greater than 1 ppm. 
so 2. A molded article for optical use according to Claim 1, wherein the polycarbonate resin contains 0.002 to 
0.5 weight percent of fatty acid monoglyceride having 14 to 30 carbon atoms. 

3. A molded article according to Claim 1 , wherein the polycarbonate resin is a reaction product of a dihydric 
phenol and a carbonic acid ester or phosgene. 

4. A molded article according to Claim 3, wherein the dihydric phenol is hydroquinone, 4,4 -dioxyphenyl, 
35 bis(hydroxyphenyl)aikane, bis(hydroxyphenyl)cycloalkane, bis(hydroxyphenyl)ketone, bis(hydroxyphenyl)- 

sulfide, bis(hydroxyphenyl)ether, bis(hydroxyphenyl)sulfone, or the lower alkyl- or halogen-substituted 
derivatives thereof. 

5. A molded article according to Claim 1 , which is an optical disk substrate. 

6. A molded optical information-storage medium comprising the optical disk substrate according to Claim 5 
4 o and an optical recording layer formed on the substrate. 

7. An optical information-storage medium according to Claim 6, wherein the disk substrate is prepared from 
a polycarbonate resin having a viscosity-average molecular weight of 12, 000 to 20, 000 

8. An optical information-storage medium according to Claim 6, wherein the disk substrate has a foreign- 
substances index of not more than 30,00 um2/g. 

45 9. An optical information-storage medium according to Claim 6, wherein the information recording layer is 
formed of metal selected from Fe.Co, Tb, Gd, Nd and Dy. 

10. An optical information-storage medium according to Claim 9, wherein the information recording layer is 
formed of a Tb-Fe-Co alloy. 

50 
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Fig. 2 
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Fig. 3 
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